Driven by the increasing plea for greener transportation and efficient integration of renewable energy sources, Ni-rich metal layered oxides, namely NMC, Li [Ni1−x−yCoyMnz] O2 (x + y ≤ 0.4), and NCA, Li [Ni1−x−yCoxAly] O2, cathode materials have garnered huge attention for the development of Next-Generation lithium-ion batteries (LIBs). The impetus behind such huge celebrity includes their higher capacity and cost effectiveness when compared to the-state-of-the-art LiCoO2 (LCO) and other low Ni content NMC versions. However, despite all the beneficial attributes, the large-scale deployment of Ni-rich NMC based LIBs poses a technical challenge due to less stability of the cathode/electrolyte interphase (CEI) and diverse degradation processes that are associated with electrolyte decomposition, transition metal cation dissolution, cation-mixing, oxygen release reaction etc. Here, the potential degradation routes, recent efforts and enabling strategies for mitigating the core challenges of Ni-rich NMC cathode materials are presented and assessed. In the end, the review shed light on the perspectives for the future research directions of Ni-rich cathode materials.
Introduction
There is a growing necessity for reducing CO2 emissions to prevent further upsurge of the global temperature and, thereby, safeguard the fate of our planet and its occupants [1] . This calls for an urgent transition from the limited, as well as polluting, fossil fuels and internal combustion vehicles (ICEs) to renewable (e.g., solar, wind, etc.) energy sources and electro mobility (electric vehicles, xEVs) respectively [2, 3] . 80% of the transportation in USA and Germany is linked to on-road vehicles and, thus, moving towards electric vehicles (xEVs), offers the potential for emission saving. However, green energy sources are intermittent in nature and their proper utilization demands the use of highly efficient and durable electrochemical energy storage devices [4] . Similarly, xEVs necessities the use of high energy density batteries that are capable of negating the existing "driving range anxiety" [5] . Amid existing electrochemical energy storage devices, lithium-ion batteries (LIBs) have attracted huge attention as one of the most versatile and enabler devices for use in a wide range of applications. However, further improvements in the energy density of LIBs is urgently needed to meet the ever-growing stringent requirements for emerging large-scale systems. For instance, the electrical propulsion demands battery devices with high energy density allowing for the ~ 500 km driving range ([energy density of > 400 Wh kg −1 , > 500 Wh L −1 and cost < 125 US$ kWh −1 ]) [6] requirements. The energy density (Ecell) of a given LIB cell is collectively determined by the discharge cell voltage (Vcell) and Li-storage capacity (Ccell), as shown in Equation (1) [7, 8] , inferring an increase in the energy density of LIBs requires increasing both the cell capacity and maximizing the potential difference between the anode and cathode electrodes. (1) Owing to the fact that the anode materials offer a higher Li-ion storage capacity than the cathode, the latter presents to be the most important and limiting factor for the energy density of LIBs [9] [10] [11] [12] . Following Sony's introduction of lithium cobalt dioxide (LiCoO2)-graphite cell in 1991, it has become the most dominant energy storage device in the market. LiCoO2 (LCO) has been the most investigated electrode material from the time of its earliest discovery by Goodenough et al. [13] . However, despite its successful commercialization, LCO suffers from several drawbacks, e.g. structural degradation and oxygen release at highly de-lithiated states (Li1−xCoO2 where x > 0.5) [10, 14] and low specific capacity of 140 mAh g −1 (i.e., ~half of the theoretical capacity, 274 mAh g −1 ) [15] . Besides, cobalt (Co) is very expensive and toxic, which leads to an increase in the carbon footprint of the cathode active materials [16] . These practical challenges have been the stimulus behind the search for other alternative crystallographic systems. Lithium iron phosphate (LiFePO4, LFP) is another interesting cathode material of high structural and thermal stabilities (i.e., no oxygen release) due to the strong Fe-O covalent bonds and cycling stability; however, it operates at a lower voltage, thus reducing its power density when compared to LCO [17] .
On the contrary, despite the high energy and power densities and relatively high operating voltage (~4.1 V vs. Li/Li + ) of high voltage spinel-like Li2MnO4 (LMO) cathode materials, they suffer from accelerated capacity fading during prolonged cycling, storage, and, at elevated temperatures, attributed to Mn dissolution [14] .
Ni-rich layered cathodes have been materialized as next generation materials because of their relatively high discharge capacity (i.e., 180-230 mAh g −1 ), lower overall cost, and so forth in the search for high-performance devices. Recently, the research interest in Ni-rich cathodes has been exponentially augmented (Figure 1a,b) , once again proving the huge attention that is given by the academia, governments and industries. However, Ni-rich cathode materials are beset with detrimental challenges, hindering their large-scale integration into the evolving xEVs market.
Among others, issues that are related to the Ni-rich cathode/electrolyte interphase (CEI) and complex degradation origins as well as routes have received significant attention (Figure 1c-f ). Herein, we review the critical impediments for the large scale commercialization of Ni-rich cathode based LIBs and recent progress in the search of enabling mitigating strategies. For the sake of readers, the chemistry, major challenges enlisting the unstable CEI and degradation phenomena as well as proposed solutions and research directions are addressed in Sections 2, 3, and 4, respectively. Finally, a conclusive remark shedding light on the future research directions is precisely presented. The key search words used in Scopus are, "Lithium-ion battery", Lithium-ion battery + Nickel rich cathode" and "Lithium-ion battery + Nickel rich cathode + degradation or interphase".
Chemistry of Ni-rich Cathode Materials
The fundamental features of Ni-rich cathodes, (Li [NixM1−x] O2, (x ≥ 0.6, M = transition metal), are predominantly dictated by the chemistry, i.e., elemental composition, namely nickel (Ni), cobalt (Co), manganese (Mn), aluminum (Al) , and any other incorporated dopants (if exist) [18] . Transition metal cations and their chemistries play a major role in the aging and degradation processes in layered cathode based LIBs. The composition and oxidation state of each transition metal cation contribute to the electrochemical performance, thermal stability, overall material cost, toxicity, etc. of the Ni-rich cathodes. In general, nickel (Ni) serves as a source of valence states of +2 (Ni 2+ ) and +3 (Ni 3+ ) in Nirich electrodes. However, at certain conditions, such as at a very low lithiation state, the high oxidative +4 (Ni 4+ ), whose compounds are soluble in the electrolyte, is observed [19] . Unlike LCO, LiNiO2 (LNO) is more challenging due to the instability resulting in the spontaneous reduction of Ni 3+ to Ni 2+ , and thereby its migration within the Li layers. The substitution of stable Co 3+ for the unstable Ni 3+ minimizes the formation of Ni 2+ species, favoring the development of Li (Ni, Co) O2 solid solution, i.e., LiNi1−yCoyO2 to prevent such undesired transformation. Such Co-doping improves the structural integrity and promotes better stability in the charged state. Interestingly, the substitution of Ni with electrochemically inactive Al appeared to be interesting, which further increases the electrode thermal stability due to the stronger Al-O linkage when compared to Ni-O bonding. However, the improvement in the cathode electrode stability at high voltage and cycling life decreases, owing to its electrochemical inertness. Later, dual substitution of Co and Al, aiming at harvesting the synergistic benefits of both elements, pursued the development of Li[Ni1−x−yCoxAly]O2, coined as NCA [20] . Amid several NCA varieties, Li[Ni0.80Co0.15Al0 .05]O2 and Li[Ni0.81Co0.10Al0.09]O2 have been ascribed as the most promising versions, which satisfy safety criteria without compromising the energy density, power or cost benefits of Ni-based cathodes. Another possibility to substitute Ni is with Mn, hoping to enhance the operating voltage while keeping the structural integrity and lowering the cost and toxicity of the resulting material. Doping Ni with both Co and Mn leads to the development of very exciting crystallographic systems, called NMC materials, Li[NixCoyMnz] O2 (x + y + z = 1), with specific variants, such as x:y:z = 1:1:1 (NMC111), 5:3:2 (NMC532), 6:2:2 (NMC622), 8:1:1 (NMC811), 85:7.5:7.5 (NMC857575), and so forth, where the numbers denote the ratio of Ni, Co, and Mn on a mole fraction basis. 6 The role of each transition metal in NMC is detailed in Figure 2a ,b, clearly depicting their splendid effect on the discharge capacity, capacity retention, and thermal stability. Increasing Ni content clearly depicts an increase in the discharge capacity, but at the expense of thermal stability and capacity retention. 
Challenges and Origins Associated with Ni-rich Cathode Materials
Despite the fact that Ni-rich cathode materials have reaped enormous courtesy as next generation cathode materials, their commercialization is still limited to lower Ni content, Ni ≤ 60% for NMC and Ni = 80% (by molar fraction) for NCA. Low Ni content-NMC/LMO blended cathode in Chevrolet Volt (PHEV), BMWi3 (BEV), as well as Nissan Leaf (BEV), pure NMC in Daimler Smart EV (BEV) and NCA in Daimler S class hybrid (HEV), Tesla Model S (BEV), and the BMW active Hybrid7 (HEV) have been commercialized for applications in the electro mobility [23, 24] . However, these success stories cannot meet the harsh requirements of future generation batteries in terms of energy density (> 400 Wh kg −1 , > 500 Wh L −1 ) and cost (< 125 US$ kWh -1 ) [25, 26] . The cathode of choice of the automotive industry for the "near-future" xEVs versions is directed to Ni-rich NMC and NCA, combined with access to high voltage operations [27] . However, the practical application with Ni content over 60% is severely hindered due to the presence of various inter-linked challenges. Ni-rich layered oxides generally suffer from two major problems, i.e., performance degradation and safety hazards, especially during storage or operation near the fully delithiated state and/or at high temperature. Generally, the origins for the performance degradation are linked to residual lithium compounds (RLC), Ni/Li cationic mixing (disordering), oxygen evolution reaction (OER), irreversible phase transition, transition metal dissolution, micro cracking of secondary particle structure, and so forth. Thus, an in-depth evaluation of the existing obstacles and accompanying origins of NMC and NCA cathode materials in general and those Ni-rich one in particular are presented in the following sub-sections.
Lithium Residual Compounds from Synthesis
There exist various synthesis methods that lead to the production of Ni-rich cathode materials, such as atmospheric plasma spray pyrolysis [28] , pulse combustion [29] , sputter deposition [30] , and co-precipitation [31] , to name a few. The latter is the most popular synthesis route, which firstly involves the formation of precursor in a continuous stirring tank reactor (CSTR) by co-precipitation. The divalent transition metal ions are then introduced into the CSTR under inert atmosphere, e.g., as sulfate salts. Furthermore, sodium hydroxide and ammonium hydroxide are added to control the pH-value and as chelating agent, respectively. The stoichiometry of the transition metal hydroxide precursor determines the stoichiometry of the final product in terms of the Ni: Mn: Co ratio. Afterwards, the precursor is dried and mixed with a stoichiometric equivalent amount of Li2CO3 or LiOH by ball milling and, finally, sintered in air. During the synthesis route, a large number of parameters can affect the final product, such as pH-value, amount of ammonia, stirring speed, calcination temperature, and so forth [32] .
For example, NMC111 sub-micron particles were obtained at an elevated pH-value, low ammonia content, and relatively low calcination temperature [33] . While the nucleation and its growth rate are pH dependent, the agglomeration of primary to secondary particles depends on the amount of ammonia that is added during the synthesis process. In short, the synthesis history plays a huge role in the degradation phenomenon of Ni-rich cathode materials. For instance, the synthesis conditions (e.g., nature and concentration of precursors and other reagents, sintering and coprecipitation temperatures, pH value, stirring speed, etc.) and synthesis protocols profoundly affect the particle size, crystallinity, morphology, structural stability, and cation ordering. This eventually plays a decisive role in the degradation process (e.g., by creating active surface driven side reactions and others) and, thus, in the electrochemical performance of the final products. Tian et al. [34] evidenced liquid electrolyte penetration limits, which are consequences of the morphological appearance of the NMC particles, leading to heterogeneous state-of-charge (SoC) distribution within the cathode active material particles. This, in turn, leads to an inhomogeneous aging within the particles.
Unreacted lithium ingredients can often remain on the surfaces of the active materials, ostensibly in the oxide form of Li2O, because an excessive amount of lithium is compulsory to produce decidedly crystalline Ni-rich layered materials. The presence of these residual lithium compounds (RLCs), which are inescapably available in Ni-rich cathodes with their amount increasing with the Ni content (i.e., ~6 × 10 3 to 25 × 10 3 ppm for Ni ≥ 60%), are highly detrimental. RLCs can be originated via two routes: (i) excess amount of LiOH introduced during the synthesis for recompensing the loss of Li2O, by sublimation, and subduing the Ni/Li mixing [35] , and (ii) via reactions with H2O (LiNiO2 + xH2O → Li1−xHxNiO2 + xLiOH) and/or CO2 (2LiNiO2 + xH2O + xCO2 → 2Li1−xHxNiO2 + xLi2CO3) in air during storage [35, 36] . Moreover, RLCs compounds can cause the gelation of the slurry during electrode preparation that is associated with dehydrofluorination of polyvinylidene fluoride (PVDF) binder by LiOH [(CH2-CF2)n + LiOH→(CH=CF)n + LiF + H2O] [37] . Moreover, the strong alkalinity nature of RLCs can catalyze the transesterification and, thus, cascading degradation of carbonate based solvents, resulting in battery swelling and/or gassing [38] . The electrochemical oxidation of Li2CO3 at a potential > 4.3 V vs. Li/Li + also results in the formation of oxygen and CO2 (2Li2CO3 → 4Li + + 4e − + O2 + 2CO2), eventually causing battery swelling [39] [40] [41] . The potential reaction of Li2CO3 with protic species (e.g., Li2CO3 + 2H + → CO2 + H2O + 2Li + ), which can inevitably be generated during cell cycling, can also lead to severe gassing. In general, RLCs in the form of mixtures of Li2O, LiOH, and Li2CO3 play a key role in the degradation of Ni-rich cathode based LIBs and their ratio varies with storage conditions, such as humidity level in the air, time, etc. Thus, the amount of RLCs should kept lower than 3000 ppm for an acceptable level, owing to their detrimental effect [20] . Besides to employing tailored synthesis protocols, surface modification, for instance, with H3PO4 to produce a Li3PO4 coating layer upon heating and thus trapping three lithium atoms and thereby decreasing the impurities, has been proved to be an effective strategy [42] . The resulted Li3PO4 later can trap not only HF, but also H2O as Li3PO4 + H2O → LixHyPO4 (or POxHy) + Li2O, thus improving the electrochemical performances. Figure 3 depicts the surface change of Ni-rich cathode materials and accompanying changes in the cathode-electrolyte interphases [43] . 
M/Li Cationic Mixing
Among the principal cations in Ni-rich cathode materials, i.e., Ni 2+ , Co 2+ , and Mn 2+ , Ni 2+ ions have the strongest propensity to mix with Li + ions (Figure 4 ), which results in the reduction of both capacity and Li mobility (thus conductivity) and at the same time transforming the layered over spinel crystal to NiO-like rock salt phase, both during preparation and application [43] [44] [45] [46] . The mixing tendency is assumed to be favored from the similarity in the ionic radius of Ni 2+ (0.69 Å) and Li + (0.76 Å) [47, 48] . It is noteworthy to mention that the Ni 2+ /Li + mixing occurs not only during the synthesis process, but also over the whole life of the battery. Its degree increases with increasing the Ni content, ratio of Ni 2+ to Ni 3+ , state-of-charge (SoC), and temperature. Instead, Doeff and co-workers proposed a superexchange mechanism for Ni-rich NMC materials, where Ni 3+ has priority to exchange with Li + [49] . A change in the valance state of Ni ion (Ni 3+  Ni 2+ ) occurs in combination with oxidation of the nearest Co 3+ ion (Co 3+  Co 4+ ) for charge compensation, where oxygen ion has a charge carrier role. Koyama et al. [50] recently reported that cation mixing is a result of frustration ( Figure 4a ). In the TM layer of NMC, Ni, Co, and Mn are arranged in trigonal planar. Hence, there is a potential for magnetic frustration, since the minimization of interaction energy of all nearest-neighbor spins is impossible. The frustration is released by a rearrangement of the TM elements from triangular coordination towards a hexagonal one, where Co is at the center of a hexagon of Ni and Mn, in the case of NMC111 with a high amount of nonmagnetic Co 3+ (Figure 4b ). This implies that lowering the Co content (i.e., increasing Ni) favors cationic mixing, which infers that cation-mixing leads to a thermodynamically preferred state of energy.
One of the possibilities for identifying and quantifying cation mixing is the utilization of X-ray diffraction (XRD), i.e., from the dependency of the ratio of the intensities of the (003) and (104) peaks on the amount of antisite Ni and Li. Patterns that were calculated using the WinPlotr tool of the FullProf Suite [50] show that, in low cation mixing (Figure 5a ), the ratio of the peaks is 1.2, however, as the amount of cation mixing increases, the ratio I003/I104 is decreased ( Figure 5b ). (104) in case of cation mixing 0%…10%, with an intensity ratio of (003) and (104) peak of 1.44 in case of no cation mixing and a ratio of 1 in case of 10% antisite Nickel. (b) Calculated on dependency between peak intensity ratio of (003) to (104) and percentage cation mixing in the case of NMC811. Pattern calculation was carried out with WinPlotr tool of FullProf Suite.
Strategies for reducing cation mixing includes: (i) over-lithiation: where the ratio between the lithium species and the transition metal hydroxide precursor is higher than one. The positive influence of this strategy is explainable with the additional insertion of lithium into the TM layer and thereby reducing the frustration. However, the introduction of excess lithium species also lead to a greater amount of Li residues after calcination, which results with issues during electrode fabrication, storage, and cycling, (ii) increasing the partial pressure of oxygen deriving the reaction, [LixNiO2 (layered) → 3NiO (rock salt) + 3x/2 Li2O + 6−3x/4O2], towards the layered oxide, (iii) increasing the thermodynamic stability of the layered oxides , (iv) lowering Ni content and limiting SoC, by Peak intensity ratio of (003) and (104) in dependence of percentage cation mixing in NMC811 (calculated)
decreasing the lower and upper cut off voltages, but this is at the expense of the cell capacity and materials cost, (v) cation and/or anion doping, and (vi) surface coating and so forth.
Safety of Ni-Rich Cathodes
The commercialization of Ni-rich cathode materials austerely needs the full-scale appraisal of their safety-induced risks. It has been proven that the thermal stability of NMC decreases with increasing its Ni content, i.e., against increasing capacity and decreasing material cost [51] . From Figure 6a , it is clear that increasing the Ni content results in decreasing the onset decomposition temperature and increasing the strength of the exothermic peak (i.e. degree of heat release as can be evaluated by the enthalpy, ΔH) as well as pressure. This is attributed to the lower binding energy of Ni 3+ -O bond and, thus, oxygen get released during calcination from the layered lithium transition metal oxide structure, which leads towards shifting in the ratio between Ni 2+ and Ni 3+ and introduction of oxygen defects into the lattice favoring cation mixing. Figure 6b and 6c give the decomposition of the predominant electrolyte solvent (ethylene carbonate, EC) and liability towards gas evolution of alkyl carbonates in the presence of different electrode materials. It is attributed to the oxidation of the alkyl carbonates by the reactive oxygen that is released from the NMC lattice. The gassing kinetics of alkyl carbonate-based electrolytes on various cathode electrodes and conductive carbon (C65) shows that the onset potential for the evolution of gases (e.g., CO2 and CO) heavily depends on the nature of the electrode materials and increases in the order of NMC811 < NMC111 ~ NMC622 < C65 ~ LNMO (Figure 6b ,c) [52] . The difference in the gas evolution on NMC811 vs. the other NMC versions (i.e., NMC111 and NMC622) can be explained due to an increase in the portion of the highly reactive Ni 3+ /Ni 4+ in the total amount of Ni with increasing the nickel content (≥ 80%). This again reaffirms that a due care and in-depth investigation with respect to the thermal stability is needed for the commercialization of Ni rich (with Ni ≥ 80%) cathode materials. 
Effect of Electrode Manufacturing on Ni-Rich Cathode Ageing
For practical applications, a slurry made of Ni-rich cathode powder material; carbon black and PVDF are mixed and subsequently dissolved in N-methyl-2-pyrrolidone (NMP) or N-ethyl-2 pyrrolidone (NEP) solvent. Afterwards, the resulting slurry is coated onto aluminum (Al) foil current collector, followed by a drying step via evaporating the dissolving solvent.
This process of slurry making suffers from several drawbacks, such as cost and toxicity, because NMP is hazardous, teratogenic and irritating, and PVDF is mutagenic and teratogenic [53] . Hence, alternative electrode processing approaches are of high importance to enhance the ecological and cost reduction benefits of LIBs. In this regard, water-based green binders, e.g., sodium carboxymethyl cellulose (Na-CMC), are of paramount importance. In terms of cost, NMP is more expensive (1-3 $ Kg −1 ) when compared to ~ 0.015 $ L −1 for water [53] . From polymeric binders perspective, the most commonly used aqueous-based binders, namely CMC (2-5 $ Kg −1 ) and alginate (Alg, 8 $ Kg −1 ), are cheaper than PVDF (8-10 $ Kg −1 ). Moreover, more energy is required for evaporation, even though the latent heat of evaporation of water is four times higher than the one for NMP, since NMP has a higher boiling point than water (202 °C vs. 100 °C). Additionally, NMP solvent recovery is needed to avoid its dispersion into the atmosphere during drying (due to its higher toxicity) and a recovery system is also required to recycle the expensive solvent. However, despite the advantages of water as a solvent, water-based processing offers some challenges, such as the time-dependent dissolution of Li, materials compatibility (e.g., side reaction of Li with water), dispersion, and formulation challenges, which call for careful consideration. For instance, the reaction of NMC with water not only leads to dissolution of Li, but also increases the pH-value, which results in a more corrosive slurry against the Al current collector (i.e. leading to pitting corrosion). However, the formation of pitting can be lessened via controlling the pH-value with phosphoric acid to keep it below and by coating the current collector with an electronic conductive layer, e.g., carbon [54] .
To overcome both drawbacks, i.e., metal dissolution and pitting, surface coating (e.g., making use of metal oxides, fluorides, phosphates, etc., as detailed in the later sections) of the NMC particles seems suitable, as it disables the direct interaction between the electrolytes constitutes (i.e., solvent and salt anions) and NMC electrode particles. Other challenges that come along with water-based binders can be solved easily, e.g., by adding isopropyl alcohol to avoid cracking ( Figure 7 ) in thick electrodes [55] and an adjusted drying route to avoid residual water in the electrode. Another possibility for reducing the ecological footprint of LIB is the reusing and recycling of cell components, i.e. finding second life application for cells. Since the end-of-life criteria for automotive cells is set to the state-of-health (SoH) at 80%, i.e., 80% of the initial capacity is remaining, they are still useable [56] . If a second life application is incapable, the recuperating of active material is possible in a destructive manner. After dissembling the LIB, one possibility would be the detachment of active material from the current collector by dissolving the binder [57] . The obtained particles may be unsuitable to be reused, as their active material is aged and binder residues diminish the electrochemical performance. Far more common is to leach out the transition metals and lithium. Hereby, in the case of the cathode, the Al current collector is dissolved in sodium hydroxide and NMC cathode in an acid. The obtained solution of transition metal ions and lithium ions can be treated and used for the synthesis of NMC [58] [59] [60] . Interestingly, Yang et al. [58] showed that the performance of NMC111 from recycled cathodes and pristine ones is comparable.
The importance of quality assurance to distinguish the sources of failure and ageing is highly recognized in the scientific community. Since binder degradation as a result of poor processing might lead to the detachment of active material and, thereby, capacity fade and increase of internal resistance, it can be confused with degradation phenomena of cathode active material, i.e., particle cracking and phase transformation. Hence, quality management might help to discriminate between the origins of both failures [60] [61] [62] .
Defects can affect the performance of LIBs independent of the electrode-manufacturing route, and, in an extreme case, lead to failure of the whole cell [63] . Avoiding discard of electrodes and battery cells will lower fabrication costs, which makes LIB economical more attractive [64] . On the electrode's scale, Mohatny et al. [65, 66] employed two methods for operando quality management. The first method monitors the uniformity of the coating with the help of a laser caliper. The second one, IR thermography, is able to detect manufacturing defects, such as agglomerates, pinholes, metal particle contaminates, and so forth. Furthermore, they investigated the influence of these defects on the LIB performance, revealing that defect prevention is essential while considering lifetime and efficiency.
Ni-Rich Cathode Ageing
Ageing leads to capacity and power fading in LIBs and it results from degradation phenomena. On a material level, it is mainly attributed to the loss of lithium inventory and that of active materials either on the anode or cathode compartments [67, 68] . Such changes can occur in calendrical, i.e., time dependent, or cyclic, i.e., dependent on the amount of transferred charges. Various studies have evidenced that particle cracking and phase transformation are the degradation mechanisms for many of the NMC compositions, including NMC111 [69] , NMC442 [70] , NMC532 [71] , and NMC811 [72] . In general, Ni-rich NMC face serious degradation at higher upper cut-off voltage and elevated temperatures [73, 74] . Figure 8 summarizes the main performance deterioration routes, enlisting electrolyte decomposition, O2 evolution, Ni 2+ migration to the anode and precipitation, CEI dissolution, SEI contamination, and so forth in Ni-rich cathode materials [75] . Figure 8 . Schematic of the major deterioration of Ni-rich layered oxide system, adopted from Ref. [75] with permission, Copyright 2019, Elsevier.
Micro Cracking of Secondary Particle Structure
During charging, the voltage of the cathode electrodes is increased until a defined upper cut-off value leading to delithiated stage, i.e., extraction of Li ions from the layered structure [73, 76, 77] . The charge compensation is attributed to the transition metal, in particular, nickel ions and for higher voltage plateaus, cobalt [78] . XRD measurements revealed a volume change of the unit cell, which is attributed to changes of the lattice parameters a, and c. The shrinkage of parameter a is correlated with the oxidation of the transition metals and linked to a decrease in the bond length between the transition metal ions. It is also reported that a stronger volume change of the unit cell occurs as the nickel content increases, which might be due to the higher amount of Jahn -Teller distortions induced by Ni 3+ ions [79] .
In the case of the lattice parameter c, representing the distance of the transition metal layers to each other, the situation is more complex. At first, the unit cell expands in c-direction as lithium is extracted due to an increased electrostatic repulsion between the oxygen atoms. As charging continues, a shrinkage of c occurs. In NMC, there is a formation of a hybrid orbital consisting of transition metals with their characteristic d orbital and the oxygen p orbital. At higher degrees of delithiation, charge compensation is not solely provided by transition metal ions, but also by the hybrid orbitals, which leads to a charge transfer from the oxygen 2p orbital towards the partially filled nickel eg orbital. Consequently, the repulsion between oxygen atoms decreases and the parameter c shrinks due to the increase in the covalency between the metal and oxygen, and, in this case, the NMC becomes more reactive, being associated to the release of highly reactive oxygen (e.g., singlet or atomic oxygen) from the NMC lattice [80] . This ultimately leads to further accelerated degradation phenomena. At first, the volume change induces stress in the secondary particles, leading to cracks between the primary particles, i.e., intergranular cracking ( Figure 9 ) [81, 82] . As a consequence, capacity fading occurs, which is linked to the detachment of primary particles from the secondary particle matrix [83] . Here, the resistivity of detached particles increases drastically and, in an extreme case, it is present as inert phase [84] . A recent investigation of NCA particles by Besli et al. [85] proved such correlation and the authors showed that a local increase of impedance and the rearrangement of the diffusion paths is a result of intergranular cracking within the NCA particle [85] . Furthermore, there is a correlation between the particle size distribution of NMC particles and state of health, which indicates that degradation is a result of particle cracking [57, 86] . 
Electrolyte Degradation and Interphasial Reactions
The side reactions between the highly reactive delithiated cathode material and the electrolyte solution (i.e. electrolyte degradation and gas generation) is one of the challenges that need to be overcome for the massive deployment of Ni-rich cathode based LIBs [87] . The evolution of a highly detrimental surface reaction layer (ca. cathode-electrolyte interphase, CEI), which is comparable to the solid-electrolyte interface on the anode side but less known and investigated, occurs on the cathode surface. The electrolyte degradation also leads to transition metal reduction, in particular Ni 4+ for Ni-rich layered oxides, which are attributed to its low-lying lower upper molecular orbital (LUMO) [88] [89] [90] .
In the course of Ni reduction, the energy barrier for phase transformation is lowered, which makes Ni-rich cathodes more prone to structural reconstruction that is associated with a phase transformation from R-3m over spinel structure Fd-3m to the Fm-3m rock-salt structure [77, 91] . The formation of rock-salt structure is more probable at high upper cut-off voltages and high Ni contents [92] .
Most importantly, each phase transformation is accompanied by a volumetric change in the lattice structure, which facilitates crack formation. This process increases the electroactive surface, favoring further electrolyte invasion [77, 91] . The phase transformation is more likely to occur at the particle's surface, whereas the outer part of the particle is enriched with oxygen vacancies. Due to this, the expansion in the outer part is larger compared to the core one. The resulting mechanical stress initiates and propagates radial cracks, which ultimately lead to intragranular voids and the breakdown of the particles [83] . Moreover, the disproportionation of Mn ions (2Mn 3+ → Mn 4+ + Mn 2+ ) can possibly occur, which promotes further dissolution and formation of complexes between Mn 2+ ions and carboxylate groups. Carboxylate groups result from electrolytic breakdown of the alkyl carbonate solvents, e.g., dimethyl carbonate or ethylene carbonate [93] . At this point, Mn 2+ ions are capable of shuttling towards the anode and thereby contaminate it. Therefore, Mn 2+ ions influence the SEI on the anode as they become deposited onto it. As a result, the loss of lithium inventory is accelerated, since a large amount of Li is trapped in the SEI in the presence of Mn-derived precipitated compounds, such as MnF2 [94, 95] . Thus, the electrocatalytic effect of manganese ions promotes electrolyte reduction, anode SEI growth, and, thereby, loss of lithium inventory.
Layered-Spinel to Rock Salt Phase Transition
Ni-rich cathode structural instability at the charged state is expressively connected to the oxygen gas evolution of the cell and Ni 2+ /Li + mixing. The highly unstable cathode at a charged state can easily degrade by exothermic and endothermic phase transitions and this transformation occurs via multiple steps and is highly anisotropic by nature. The unstable Ni 4+ can be reduced to the stable Ni 2+ via forming oxygen-containing species, such as O2 − , O − , O2 2− , and O2. A larger transformation layer in the lithium diffusion direction is visible than perpendicular to it (Figure 10a ). During the structural distortion, firstly cation mixing is induced during cycling. Hereby, primarily nickel is capable of migrating towards unoccupied Li sites in the delithiated NMC, [96] resulting in the clogging of the Li + diffusion paths, leading to a decrease in the ionic conductivity. The result is a lithium containing transition metal spinel (Figure 10b) , where lithium can be found on the tetrahedral site. As the degradation proceeds, the residual lithium is mainly extracted and replaced by cobalt, which is capable of migrating in a highly oxidized state, likewise nickel, on the tetrahedral site [96] . In the end, the rock-salt structure (Figure 10c ), which has poor Li kinetics, thus leading to capacity fading and rise in the internal resistance, is formed [35, 97, 98] . The latter is well detectable with the help of electrochemical impedance spectroscopy (EIS), as described elsewhere [99] . Mu et al. [70, 100] proposed that the phase transformation is locally induced by abnormal changes in the valence states of the transition metal ions through modeling and experimental evidences, i.e. reduction of transition metal ions without the intercalation of Li. This could be linked to the interaction between electrolyte and delithiated NMC. As a result, the formation of nuclei of the new phase occurs. Each phase transformation is associated with the evolution of oxygen, owing to the hybridization of transition metal d and oxygen p orbitals [101] . Wandt et al. indicated that the release of singlet oxygen 1 O2, i.e., reactive oxygen species and this oxygen release is dependent of the phase transformation and vice-versa [98] . Figure 11 depicts this phenomenon and the incremental capacity analysis (ICA) of pseudo-OCV curves of NMC111, NMC622, and NMC811, showing a shift of the high potential redox peak from approx. 4.65 V vs. Li for NMC111 to approx. 4.2 V vs. Li for NMC811. The peak is linked to an oxygen redox process during the charge and discharge process [35] .
The rate of phase transition is higher than oxygen transport and, thus, an accumulation of interstitial excess oxygen can occur to a certain degree of agglomeration due to phase transformation. During formation of the oxygen agglomerates, stress is evolved in the lattice and, finally, a crack is induced within the primary particle. Once the crack opened, oxygen is released, which might also result in additional electrolyte oxidation. 
Transition Metal-Ion Dissolution and Anode-Cathode Dialogue
Similar to phase transition, transition metal ion dissolution is the result of the combined effect of the M/Li mixing and OER. They both lead to the formation of low valence transition metal oxides assisted by the loss of oxygen, leading to cations whose salts are more soluble in liquid electrolytes than those composed of high valence transition metal ions are. The oxygen assisted solvent decomposition [(e.g., C3H4O3 (EC) + [O] →CO2 + CO + 2H2O)] results in the formation of H2O, which, in turn, hydrolyzes the salt (LiPF6 ↔ LiF + PF5) in the electrolyte solution with the formation of HF (LiPF6 + H2O → POF3 + 2HF + LiF; POF3 + H2O → HF + HPO 2F2) [102] . This, in turn, attacks the metal oxide, which results in the formation of slightly more soluble MF2 salts and H2O.
Mitigating Strategies
Many promising strategies have been proposed to date in response to the multifaceted challenges associated with Ni-rich cathode materials. Some of the major and representative approaches are briefly discussed henceforward.
Tailoring Morphology of Ni-Rich Cathode Particles
The morphology of the Ni-rich active materials greatly influences the electrochemical performance of Ni-rich cathode based LIB cells [103, 104] . Thus, one of the approaches is then to tailor the electroactive surface, i.e., the plane across which Li is inserted or extracted. A large amount of surface area will increase the power density and seemingly deliver higher specific capacity during constant current discharge, which is distorted by the decrease of internal resistance. Nevertheless, a large surface area is also prone to accelerated electrolyte degeneration. Wang et al. [105] reported an improvement on the cycle performance by decreasing the surface area via adjusting the precursor concentration. Peralta et al. [33] synthesized non-agglomerated sub-micron flake-shape particles with a small ratio of electroactive surface at the edge planes, i.e., a small area for lithium insertion, following the approach to diminish the amount of active surface area. Thus, the surface reconstruction, which primarily occurs at the insertion planes, is impeded. A similar approach was carried out by Dahn group with the synthesis of single crystal NMC particles: NMC532 [106] , and NMC622 [107] , which were found to outperform their polycrystalline counterparts [108] . Single crystal morphologies are also found to be advantageous in avoiding intergranular cracking and, thus, improving the intercalation of Li, which will otherwise be hindered by grain boundaries [109] .
Foreign-Ion Doping
The incorporation of foreign-ions, which involve both cation and anion, is one of the simplest and most common strategy to augment the structural and thermal stabilities of Ni-rich layered oxides. In the case of cation doping, Li and transition metal sites are both considered. On the Li site, other alkali metals can be also introduced, i.e., besides to Li. The mechanism by which doping benefits the stabilization of Ni-rich cathodes is linked to: (i) integration of electrochemically inactive elements into the host structure, (ii) inhibition of undesired phase alterations, from layered over spinel to rock salt structure, and (iii) preferment of Li + mobility due to increased Li slab distance by the dopants. Electrochemically inactive ions, such as Na + [110] , Mg 2+ [111] , Al 3+ [112] , and Ti 4+ [113] , etc., are among cation dopants that are recommended to boost the structural stability, reduce oxygen release and avoid cation mixing. The improvement is largely linked to the enlarged interlayer distance of O-Li-O, impeding cation mixing and thereby enhancing structural stability.
Overlithiation, which was presented earlier as an approach for reducing initial cation mixing during synthesis, can be considered as cation doping of the transition metal layer [114] . In this case, the resulting structure is comparable to Li-rich NMC, where Li is inserted into the transition metal layer of the layered R-3m structure. The beneficial features of this approach is the increase in capacity, albeit poor cycle life and fast capacity fading [115] . However, Wang et al. showed that there is an optimum limit for overlithiation of Ni-rich layered oxide cathodes, because, beyond this point, the performance of the material is diminished [116] . Another route of improving the material characteristic is the partial substitution of the transition metals. In this regard, Co came into focus due to its high toxicity and costs or Mn due to its electrochemical inactivity [117] . The substitution of Ni is insensible, since it provides most of the capacity to the battery cell. The choice of the dopant is attributed to the bond energy of the substituting element with oxygen, since high bonding energy is associated with improved structural stability [118] . In general, due to their electronic configuration, i.e., d-electrons, transition metals are capable of contributing to the capacity. For example, iron doped LiNi0.35Mn0.35Co0.27Fe0.03O2 deliver a higher capacity when compared to its iron free counterpart [119] . In case of doping with non-transition metal elements, the capacity of the cathode active material is lowered. Figure 12a shows significant improvement upon doping of Ni-rich NMC811 cathode with various cation dopants [120] . Among tested cations, tantalum (Ta 5+) is found to be the most effective dopant, improving the discharge capacity, capacity retention, and cycling stability at 45 o C.
In addition, anion substitution is considered as one strategy, although it is predominantly adopted for Li-rich NMC materials. This involves the substitution of O 2− by other anions such as F − , Cl − , S 2− and so forth [19] . Among others, F − is predominantly used as anion dopant for strengthening the binding energy between the transition-metal cations and anions, and it is attributed to its more electronegativity (3.98) compared to O 2− (3.44). O 2− substitution by F − significantly improves the electrochemical properties of Ni-rich cathode materials, including capacity retention, rate capability, and thermal stability, and prevent the surface from attack by HF. Figure 12b depicts the synthesis scheme of fluorine doped NMC cathode material [121] . 
Core Shell and Gradient: Full Concentration Gradient
In general, increasing the Ni content will increase the capacity and decrease the cost, but, at the same time, decreases the structural and thermal stabilities. In view of the latter, core-shell ( Figure  13a ) and full concentration gradient (Figure 13b ), which are also more exemplified in Figure 13c , have been proposed as enabling solutions to address the degradation phenomenon in Ni-rich cathode materials [31, 122] . Hereby, a core-shell should not be confused with surface coating. For the latter, a thin, non-isostructural film (in range of Angstrom or nanometer) is coated onto the Ni-rich cathode particles, whereas a thicker, isostructural, Li-ion conductive film is applied in the case of core-shell [19] .
The main target of this approach is to form a particle with a high Ni content in its core and a Ni depleted outer shell. In other words, a particle is synthesized with a structural stable shell and a high capacity core [123] . Depending on the smoothness of the concentration gradient, the modification is denoted as full concentration gradient, multilayer-core-shell, or core-shell (ordered by decreasing smoothness) [124] . Full concentration gradient (FCG) is an advanced form of core-shell structure and, accordingly, provides extra capacity, 200 mAh g −1 for full concentration gradient LiNi0.8Co0.1Mn0.1O2 vs 188 mAh g −1 for core-shell LiNi0.8Co0.1Mn0.1O2 at 4.3 V [125] . The FCG of Ni, Co, and Mn is stretched through the entire length of the particle with the compositions of Ni and Co linearly decreasing from the center and Mn smoothly increasing to the outer surface, leaving a Mn deficient interior.
When considering the synthesis route, there are differences between (multilayer-) core-shell and full concentration gradient Ni-rich cathode materials. Chen et al. [126] presented a co-precipitation process, employed and licensed by the Argonne National Laboratory, in order to obtain full concentration gradient. Figure 13 . (a) Scheme of full concentration gradient through NMC particle, with Ni-rich core increasing capacity and Ni-poor shell with enhanced structural stability. (b) Scheme of (multilayer-) core-shell NMC particle, with Ni-rich core and Ni-poor shell(s). (c) (Left) Schematic drawings of a core−shell (Gen 1); (center) a Ni-rich core surrounded by a concentration gradient outer layer (Gen 2); and, (right) a FCG lithium transition metal oxide particle (Gen 3) with the nickel concentration decreasing from the center toward the outer layer and the concentration of manganese increasing accordingly. Reproduced from Ref. [122] with permission, Copyright2017, ACS.
During precipitation, the Ni concentration of the solution is continuously decreased by adding Ni-poor, Mn, and Co rich solutions, which results in precursor particles with a Ni-rich core and Nidepleted outer shell. The material with concentration gradient (ca. NMC622) outperformed the heterogeneous NMC622. In case of core-shell NMC, the Ni depletion is carried out using stepwise process. At first, NMC precursor particles are obtained via co-precipitation from a Ni-rich solution. As a sufficient degree of particle growth is reached, Mn and Co are replenished, so that particle growth continues in a Ni-poor solution. Hereby, a Ni-depleted shell evolves around the Ni-rich core [127] . In both full concentration gradient and core-shell materials, the calcination temperature for lithiation must be kept relatively low to avoid transition metal diffusion and decomposition of the gradient [128] .
Moreover, the considerations of cation doping and concentration gradients can be combined. Such a dopant concentration gradient is reported for aluminum [129] . Here, the inactive aluminum species stabilizes the surface of the Ni-rich NMC particle, whereas the capacity loss due to doping is diminished, since the overall amount of Al is smaller when compared to heterogeneous doping.
However, a lattice parameter mismatch is unavoidable in such materials, being linked to the difference in compositions, despite all of the beneficial features.
Surface Modification
The most upfront method to diminish that impact could be modifying the surface of the cathode particle/electrode and/or interfaces since most of the parasitic redox reactions in Ni-rich cathode materials occur at the surface and polarized interphases between the electrodes and electrolytes. Moreover, capacity fading through structural distortion commonly starts from the surface of the active cathode material and, thus, surface modifications (via surface coating) presents as one of the most sensible approaches. A great number of studies have been carried out while using different coating materials and techniques. These surface coating materials are both electrochemically and chemically inactive, enlisting metal oxides (e.g., Al2O3, SiO2, etc.), fluorides (e.g., AlF3, FeF3 etc.), phosphates (e.g., AlPO4, Li3PO4 etc.), lithium transition metal oxides (e.g., LiVO3), conductive polymeric, and interfacial layers [130] . In general, there are two types of coatings. On one side, the non-conductive ones, where alumina is mostly the material of choice due to its high stability, and the other type is the conductive coating, i.e., Li ion conductive. However, coating always increases the resistance and thus minimization or optimization of the coating thickness is necessary. In view of this, atomic layer deposition (ALD) is one of the most widely utilized methods of interest for coating. It offers the possibility to deposit film layer by layer onto the particle, thus enabling proper control on the thickness of the film. Figure 14 shows the possible mechanism of NMC coating while using AlPO4 and Al2O3 [131] . 
Functional Electrolyte Additives
The use of electrolyte additives presents to be the most efficient and economic means towards solving the multifaceted hurdles that are associated with nickel rich cathode materials [75] . The additives, which are incorporated in small doses, can play multiple roles, including as cation stabilizers, reactive oxygen radicals and HF scavengers, robust cathode-electrolyte interphase (CEI) builders, surface modifiers, etc., without altering the bulk properties of the electrolyte system. Among many others, fluorinated molecules, such as Methyl (2, 2, 2-Trifluoroethyl) carbonate (FEMC) [132] , bi-lithium difluoro(oxalato)borate, pentafluorophenylisocyanate, Lithium difluoro (oxalate) borate (LiDFOB) [133] , lithium difluorophosphate (Li2PO2F2), tris(2,2,2,-trifluoroethyl) phosphite (TTFP) [134] , triphenylphosphine oxide boron trifluorid (TPPO-BF) [135] , and other functional groups, such as bi-functional tris(trimethylsilyl) phosphate, (2-cyanoethyl) triethoxysilane, etc., are among the investigated additives and they proved to prevent transition metal dissolution and/or oxygen leaching owing to the formation of effective passivation layers both on the anode and cathode surfaces. Some additives with strong anion coordination effect, for instance tris (pentafluorophenyl) borane (TPFPB), are known to trap highly reactive oxygen species (O2 2-/O2 -) or radicals (O2 Ÿ-/O Ÿ-) that will otherwise oxidize the electrolyte and induce structural transformation [136] . Figures 15a,b show the enabling effect of sample additives (i.e., silyl-functionalized dimethoxydimethylsilane and blend of FEMC and VC) on Ni-rich cathode materials [137, 138] . 
Designer Polymeric Binders
Though there is not much data regarding the utilization of tailored polymeric binders endowed with synergistic effects for Ni-rich cathode materials, i.e., with binding and filming roles, the exploration of functionalized polymeric binders could be one potential research focus to address the challenges mentioned above. A binder with special moieties could lead to the formation of a robust cathode-electrolyte interphase (CEI) and thereby prevent the drawbacks that are associated with NMC cathode materials [8, 139] .
Conclusions
The market penetration of emerging applications, such as the electro mobility and efficient integration of green energy sources into the energy mix, sturdily demands high energy density batteries, i.e., ~2.5 times more energy than the contemporary LIB can store. Advanced cathode materials are needed to meet this goal. As near-term candidates, the development of nickel (Ni)-rich cathodes have harvested huge attention from the scientific, government, and industry sectors. Nirich ternary-layered cathodes are characterized by high capacity, improved rate capability, lower material cost and reduced transition metal dissolution. However, the presence of various hurdles, mainly induced by the increment in Ni content, hinders the widespread commercialization of these type cathodes. These include high surface reactivity, leading to electrolyte decomposition and oxygen evolution reaction, Ni 2+ /Li + mixing, phase (spine-to-rock salt type) transition, micro cracking, transition metal dissolution, and the migration of partially soluble salts to anode and thereby contaminating it etc. In response to such challenges, numerous research groups have suggested various mitigating strategies, including anion and cation doping/substitution, surface modification, deployment of role-specific electrolyte additives, polymeric binders, etc. In general, potential future research directions can be summarized, as follows:
(i) Novel electrolyte design: The development of designer electrolyte salt anions and tailored electrolyte additives presents as one of the emerging avenues for the realization of high-voltage nickel rich cathode materials. Salt anions stable at high voltage and those do not result in the formation of reactive species are needed. On the additive side, molecules or ionic salts of multifunctionality and/or single functionality with synergistic effect are desirable. (ii) Degradation phenomenon: The chemistry, major routes, and ultimate effects of the different degradation mechanisms require an exhaustive investigation and understanding. Of particular interest, the cathode/electrolyte interface and its dialogue with the anode and/or anodeelectrolyte interface is of supreme importance and it deserves a deep characterization and, thus, comprehension while using innovative experimental and theoretical calculations. Moreover, the quantification of the different aging behaviors and understanding of the correlations among the various degradation mechanisms of Ni-rich cathode materials will be highly appreciated. (iii) Safety appraisal: The full-scale safety profiling of high voltage and Ni-rich cathode materials is one of the stern requirement for practical operations and it needs an in-depth investigation enlisting both thermal and chemical threats making use of various arsenal characterization tools. (iv) Advanced characterization: The use of nondestructive advanced characterization tools is required to better understand and profile the degradation and aging routes.
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